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Note the strong variation in the C-N and C-C bond lengths in the heterocycle rings (red entries) for each of the sequential oxidation states of the macrocycle (4 4+ , 4 2(•+) and 4). In contrast, note the relative invariance with oxidation state of the bond lengths calculated in the polyaromatic spacer units (purple entries). The C-N bonds between the heterocycle rings and polyaromatic spacer units (green entries) also become shorter upon the reduction, which is ascribed to a better π-overlap between C(p) and N(p) orbitals due increasing planarity of the viologen units ( Figure 6 in the main text). Table S3 and
Figures S5 and S6 for more details.) Figure S5 . Calculated α-spinorbitals of 4 2(•+) involved in the UV-vis electronic transitions (Table S3 ).
S8 Figure S6 . Calculated β-spinorbitals of 4 2(•+) involved in the UV-vis electronic transitions (Table S3) .
DOSY 1 H NMR data Figure S7 . Four DOSY spectra (CD 3 CN) corresponding to samples of 1.3 mM 4 4+ and 0, 1.3, 2.6 and 13 mM 10 respectively (used to construct Figure 7 in the paper). Only the region between 8 and 10 ppm shown. In the sample containing 13 mM 4 4+ , peaks at ca. 8.5 ppm are not included in analysis due to overlap of signals from both species. Purple line indicates estimate for diffusion coefficient of 4 4+ in the absence of any complexation. 
